p2-4 Table S1 : Structure reference codes and bond distances for six coordinate copper(II) cyclam based structures deposited in the CSD.
p5 Figure S1 : Formulae of some of the cyclam based chelators forming six-coordinate copper(II) compounds with structures deposited in the CSD.
p6 Figure S2 :
The hydrogen bonded networks formed in the X-ray structures of the two C u H 2 TETA complexes.
p7 Figure S3 : Histogram representing the Cu-L distances of non-macrocyclic trans donor groups from six coordinate copper(II) cyclam type X-ray structures deposited in the CSD. Compounds included: all six coordinate copper(II) compounds incorporating the cyclam ring with the four nitrogens bound to the metal centre in an approximately square planar geometry. C and N alkylated structures and ligands with N-pendant arms were also included.
Compounds excluded:
cryptands, configurationally restricted chelators and amide backbone structures. Figure S2 : The hydrogen bonded networks formed in the X-ray structures of the two CuH 2 TETA complexes.
A linked network of hydrogen bonded species exists involving both the water molecules of crystallisation and the uncoordinated pendant arms, see Fig. S2 . Structure (A) has four water molecules present for every complete copper macrocyclic unit (two waters per asymmetric unit). These waters H-bond to the coordinated and free carboxyl groups to form both an infinite three dimensional network and an infinite one dimensional chain within the structure. The D-H….A distances are in the range 2.587(2) to 2.973(2) Å with the shortest between a carboxyl group and a water molecule and the longest a bifurcated bond. Structure (B) has two water molecules present for every copper macrocyclic unit and also shows an infinite three dimensional H-bonded framework involving the carboxyl groups and the water molecules. This is composed of closed H-bonded rings rather than one dimensional chains. The D-H….A distances are in the range 2.628(2) Å to 2.905(2) Å. Linear and bifurcated Hbonds are present in both structures. 
